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Experimental section
1.General
All solvents were dried according to standard procedures. Reagents were used as purchased, unless otherwise specified. High performance liquid chromatography (HPLC) was performed on an Agilent 1100 LC (Agilent Technologies) or an LC-9204
(Japan Analytical Industry Co., Ltd.). HPLC grade solvents were used as the eluents. 
Isolation of [5,6]-La 2 @C 80 C 2 H 4 C 6 H 4 (4a) by heating
A powdered mixture of 3a and 4a (2.00 mg, 1.49 10 −6 mol) was placed in a glass tube and sealed under vacuum. The tube was heated in an oil bath at 250 °C for 18 h, then, the tube was opened and the black solid in the tube was dissolved in CS 2 . The solvent was replaced with toluene, and the solution was subjected to one-step HPLC to isolate 4a from the resulting byproducts.
4a: 51 % yield. 8, 151.9, 148.5, 147.6, 146.9, 145.4, 145.0, 144.0, 143.7, 143.5, 143.1, 141.8, 141.7, 141.2, 140.5, 140.4, 140.2, 139.4, 139.1, 138.9, 138.8, 138.6, 138.4, 138.0, 137.9, 137.5, 137.4, 137.3, 137.2, 137.1, 136.2, 136.1, 136.0, 135.7, 135.7, 134.7, 134.7, 131.5, 130.5, 130.3, 128.7, 128.5, 128.0, 127.4, 127.0, 54 
4.Synthesis of La@C 82 C 2 H 4 [C 6 H 2 (MeO) 2 ] (5b)
A solution of La@C 82 (5.00 mg, 4.50 10 −6 mol) and 2 equivalents of sultine 1b in 30 mL of toluene was degassed by a freeze-thaw process (three times) under reduced pressure, and then sealed. After stirring and heating at 80 °C under argon atmosphere
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for 2 h, the reaction mixture was separated by one-step HPLC separation (a Buckyprep column,  10 mm × 250 mm). As the result, 5b was obtained in 27% yield based on recovered La@C 82 .
Preparation of the anionic 5b ([5b]
− ) by bulk electrolysis.
[5b] − was prepared similarly as described in the literature.
S4
Controlled-potential bulk electrolysis was performed using an H-type cell with two platinum gauze electrodes as the working and counter electrodes. 154.8, 154.3, 154.2, 154.0, 153.9, 153.3, 153.3, 152.8, 152.0 (2C), 151.8, 151.5 (2C), 151.3（2C）, 151.2, 149.9, 149.8, 149.7, 149.5, 148.9 (2C), 148.1, 147.8, 147.8, 147.2, 146.9, 146.5, 146.0, 145.7 (2C), 145.5, 145.4, 145.1, 144.6, 144.4, 144.2, 143.8, 142.5 (2C), 142.3, 142.0, 142.0, 141.9, 141.5, 141.1, 141.1 (2C), 140.0, 139.4, 139.4, 139.3, 139.2, 138.7, 138.2, 138.0, 138.0 (2C), 138.0, 137.8, 137.7, 137.5, 137.5, 137.4, 137.2, 136.7, 136.6, 136.6, 136.0, 135.8, 135.6, 135.5, 134.8, 134.5, 134.3, 134.2, 134.2, S7 131.7, 127.0, 127.0, 126.9, 126.8, 110.3,. 110.2, 58. 
